The reduction of Zn(II) at the d. m. e. has been studied in aqueous mixtures of formamide and dimethylformamide. The general polarographic characteristics have been determined, using 0.1 M NaN03 as the supporting electrolyte. The reduction of Zn(II) in these organic solvents is irreversible and diffusion controlled. The kinetic parameters, ana and h have been calculated separately by K o u t e c k y and D e l a h a y treatments. The change of polarographic characteristics and kinetic parameters is explained in terms of solvation of the metal ion in these solvents. The electrocapillary curves in the presence of these solvents have also been studied.
Introduction
From Table I it is clear that with the graduar increase in the percentage of formamide, the dif fusion coefficient of the ion is decreased and hence the diffusion current 'id' shows a regular decrease. Viscosity however increases with the increasing content of formamide. But id rj112 is not constant so that the change in diffusion coefficient 'D' which From aqueous to 20% dimethylformamide, the E1/2 remains constant but from 30% to 60% it is shifted to more positive values. A t still higher percentages however it shifts to more negative values. This may be due to complex formation8 at higher percentages. The positive shift in Ej/2 is explicable on the basis of treatment due to S c h a a p 9. In absence of complexation, the equation of S c h a a p predicts the shift of E1/2 to positive values. Further, Ej/2 is affected by ion-pair formation in low dielectric constant which is 36.7 for dimethyl formamide as compared to 78 for water. The shift takes place as the supporting electrolyte will be less dissociated and a few anions will be available for the ion-pair formation. As the dielectric constant of formamide (109) is higher than water, the shift in E1/2 does not take place to more positive values. These conclusions are borne out by the relationship between half-wave potential and dielectric constant of the solvent as given by B orn 10. The value of ana and kt,h have been calculated separately by applying K o u t e c k y and D e l a h a y treatments. These values are tabulated in Table I and II. The plots of log £f,h and E (Vs S.C. E.) are straight lines in all cases (Figs. 4, 5) . There is an excellent agreement in the values of kinetic para meters, ana and fa,h derived from two different approaches that of D e l a h a y and K o u t e c k y . 1.10 The decrease in the values of &fih from aqueous to 80% formamide and dimethylformamide shows that irreversibility increases in the presence of these organic solvents.
A simple qualitative study of electrocapillary curves (Figs. 6, 7) has been made where drop time (taken as a measure of interfacial tension between mercury and solution) is varied with applied potential. The shape of these electrocapillary curves depends on the nature of the solution, and provides information on the equilibrium structure of the double layer and on the capillary activity of dissolved substances. A truncation11 of the electro capillary curve takes place at higher percentages of dimethylformamide (from 50% to 80%). This shows that dimethylformamide acts as a surface active substance at higher percentages.
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